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PROCESS FOR PRODUCING BTX FROM A
MIXED HYDROCARBON SOURCE USING
PYROLYSIS

This application 1s a continuation of U.S. patent applica-
tion Ser. No. 15/120,172, filed Aug. 19, 2016, now U.S.
patent Ser. No. 10/131,833, which 1s a § 371 of International
Application No. PCT/EP2014/077242 filed Dec. 10, 2014,
and claims priority from European Patent Application No.
14156610.9 filed Feb. 25, 2014, all of which are incorpo-
rated herein by reference in their entirety.

The present invention relates to a process for producing
BTX comprising pyrolysis, aromatic ring opening and BTX
recovery. Furthermore, the present invention relates to a
process 1nstallation to convert a pyrolysis feedstream into
BTX comprising a pyrolysis unit, an aromatic ring opening
unit and a BTX recovery unit.

It has been previously described that the production of
light olefin hydrocarbons from a hydrocarbon feedstock can
be increased by a process comprising the steps of: feeding a
hydrocarbon feedstock into a pyrolysis furnace to conduct a
pyrolysis reaction; separating reaction products, which are
generated from the pyrolysis reaction, mto a stream con-
taining hydrogen and C4 or lower hydrocarbons, and a
stream containing C5+ hydrocarbons, through a compres-
sion and fractionation process; recovering hydrogen, and
C2, C3 and C4 olefin and paratlin hydrocarbons, respec-
tively from the stream containing hydrogen and C4 or lower
hydrocarbons; separating pyrolysis gasolines and a C9+
hydrocarbon-containing fraction from the stream containing,
C5+ hydrocarbons, using hydrogenation and separation pro-
cesses; feeding a mixture of the separated pyrolysis gaso-
lines, a hydrocarbon feedstock, and hydrogen into at least
one reaction area; converting the mixture in the presence of
a catalyst 1n the reaction area into an aromatic hydrocarbon
compound which 1s rich 1n benzene, toluene, and xylene
through dealkylation/transalkylation reactions, and into a
non-aromatic hydrocarbon compound which 1s rich in lig-
uefied petroleum gas through a hydrocracking reaction;
separating reaction products of the mixture converting step
into an overhead stream, which contains hydrogen, methane,
cthane, and liquefied petroleum gas, and a bottom stream,
which contains aromatic hydrocarbon compounds, and a
small amount of hydrogen and non-aromatic hydrocarbon
compounds, using a gas-liquid separation process; circulat-
ing the overhead stream into the compression and fraction-
ation process; and recovering the aromatic hydrocarbon

compounds from the bottom stream; see e.g. US
20060287561 Al. In the process described 1 US

20060287561 Al, the C9+ hydrocarbon-containing fraction
produced by pyrolysis 1s separated and purged. A major
drawback of the process of US 20060287561 Al is that the
aromatics yield 1s relatively low.

It was an object of the present invention to provide a
process for producing BTX from a mixed hydrocarbon
stream having an improved vield of high-value petrochemi-
cal products such as BTX.

The solution to the above problem 1s achieved by pro-
viding the embodiments as described herein below and as
characterized in the claims. Accordingly, the present inven-
tion provides a process for producing BTX comprising:
(a) subjecting a pyrolysis feedstream comprising hydrocar-

bons to pyrolysis to produce pyrolysis gasoline and C9+

hydrocarbons:
(b) subjecting C9+ hydrocarbons to aromatic ring opening to
produce BTX; and

(¢) recovering BTX from pyrolysis gasoline.
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In the context of the present invention, 1t was surprisingly
found that the yield of high-value petrochemical products,
such as BTX can be mmproved by using the improved
process as described herein.

In the process of the present invention, any hydrocarbon
composition that 1s suitable as a feed for pyrolysis can be
used.

Particularly suitable pyrolysis feedstreams may be
selected from the group consisting of naphtha, gas conden-
sate, kerosene, gasoils, and (hydro)waxes. However, the

process ol the present invention may also employ pyrolysis
of crude o1l as described 1n US 2013/0197289 Al and US

2004/0004022 A1l. The term “crude o1l as used herein refers
to the petroleum extracted from geologic formations 1n its
unrefined form. The term crude o1l will also be understood
to 1nclude crude o1l which has been subjected to water-oil
separations and/or gas-o1l separation and/or desalting and/or
stabilization. Particularly preferred crude o1l that i1s used as
a pyrolysis feedstream 1n the process of the present mnven-
tion 1s selected from the group consisting of Arab Extra
Light crude o1l, Arab Super Light crude o1l and shale oil. In
case crude o1l 1s used as a feed, 1t may be specifically
subjected to solvent deasphalting before subjecting to
pyrolysis.

Preferably, the pyroly51s feedstream comprises naphtha,
preferably paratlinic naphtha or straight run naphtha. Pref-
erably the pyrolysis feedstream has an aromatic hydrocarbon
content of less than 20 wt % as measured according to
ASTM D5443 standard. It was found that when a pyrolysis
feedstream 1s used having an aromatic hydrocarbon content
of less than 20 wt % as measured according to ASTM D5443
standard, the hydrogen balance of the process of the present
invention 1s improved, or even 1n balance. When the process
of the present invention 1s 1n hydrogen balance, suflicient
hydrogen 1s produced in the hydrogen producing unit opera-
tions of the present invention to satisiy the total hydrogen
used 1n the hydrogen consuming unit operations.

The terms naphtha and gasoil are used herein having theft
generally accepted meaning 1n the field of petroleum refin-
ery processes; see Alitke et al. (2007) Oi1l Refining, Ull-
mann’s Encyclopedia of industrial Chemistry and Speight
(20035) Petroleum Refinery Processes, Kirk-Othmer Ency-
clopedia of Chemical Technology. In this respect, it 1s to be
noted that there may be overlap between different crude o1l
fractions due to the complex mixture of the hydrocarbon
compounds comprised in the crude oil and the technical
limits to the crude o1l distillation process. Preferably, the
term ‘“‘naphtha” as used herein relates to the petroleum
fraction obtained by crude o1l distillation having a boiling
point range of about 20-200° C., more preferably of about
30-190° C. Preferably, light naphtha 1s the fraction having a
boiling point range of about 20-100° C., more preferably of
about 30-90° C. Heavy naphtha preferably has a boiling
point range ol about 80-200° C., more preferably of about
90-190° C. Preferably, the term “kerosene” as used herein
relates to the petroleum fraction obtained by crude oil
distillation having a boiling point range of about 180-270°
C., more preferably of about 190-260° C. Preferably, the
term “gasoil” as used herein relates to the petroleum fraction
obtained by crude o1l distillation having a boiling point
range of about 250-360° C., more preferably of about
260-350° C.

The process of the present invention involves pyrolysis in
which saturated hydrocarbons comprised in the pyrolysis
feedstream are broken down into smaller, often unsaturated,
hydrocarbons. A very common process for pyrolysis of
hydro carbons 1mnvolves “steam cracking”. As used herein,
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the term “steam cracking’ relates to a petrochemical process
in which saturated hydrocarbons, such as ethane, are con-
verted 1nto unsaturated hydrocarbons such as ethylene. In
steam cracking the gasified pyrolysis feedstream 1s diluted
with steam and bnefly heated in a furnace without the
presence ol oxygen. Typically, the reaction temperature 1s
750-900° C. and the reaction 1s only allowed to take place
very briefly, usually with residence times of 50-1000 muilli-
seconds. Preferably, a relatively low process pressure 1s to be
selected of atmospheric up to 175 kPa gauge. The steam to
hydrocarbon weight ratio preferably 1s 0.1-1.0, more pref-
erably 0.3-0.5. After the cracking temperature has been
reached, the gas 1s quickly quenched to stop the reaction in
a transier line heat exchanger or inside a quenching header
using quench oil. Steam cracking results i the slow depo-
sition of coke, a form of carbon, on the reactor walls.
Decoking requires the furnace to be 1solated from the
process and then a flow of steam or a steam/air mixture 1s
passed through the furnace coils. This converts the hard
solid carbon layer to carbon monoxide and carbon dioxide.
Once this reaction 1s complete, the furnace 1s returned to
service. The products produced by steam cracking depend
on the composition of the teed, the hydrocarbon to steam
rat1o and on the cracking temperature and furnace residence
time.

Preferably, the pyrolysis comprises heating the pyrolysis
feedstream 1n the presence of steam to temperature of
750-900° C. with residence time of 50-1000 milliseconds at
a pressure ol atmospheric to 175 kPa gauge.

The term ““alkane” or “alkanes™ 1s used herein having its
established meaning and accordingly describes acyclic
branched or unbranched hydrocarbons having the general
tormula C H,, ., and therefore consisting entirely of hydro-
gen atoms and saturated carbon atoms: see e.g. IUPAC.
Compendium of Chemical Terminology, 2nd ed. (1997). The
term “‘alkanes” accordingly describes unbranched alkanes
(“normal-paratlins” or “n-paratlins” or “n-alkanes™) and
branched alkanes (“iso-paraflins” or “iso-alkanes”) but
excludes naphthenes (cycloalkanes).

The term “aromatic hydrocarbons” or “aromatics™ 1s very
well known i the art. Accordingly, the term “aromatic
hydrocarbon™ relates to cyclically conjugated hydrocarbon
with a stability (due to delocalization) that 1s significantly
greater than that of a hypothetical localized structure (e.g.
Kekule structure). The most common method for determin-
ing aromaticity of a given hydrocarbon i1s the observation of
diatropicity in the 1H NMR spectrum, for example the
presence of chemical shifts in the range of from 7.2 to 7.3
ppm for benzene ring protons.

The terms “naphthenic hydrocarbons™ or “naphthenes” or
“cycloalkanes™ 1s used herein having 1ts established meaning
and accordingly describes saturated cyclic hydrocarbons.

The term “‘olefin™ 1s used herein having its well-estab-
lished meaning. Accordingly, olefin relates to an unsaturated
hydrocarbon compound containing at least one carbon-
carbon double bond. Preferably, the term “olefins™ relates to
a mixture comprising two or more of ethylene, propylene,
butadiene, butylene-1, 1sobutylene, 1soprene and cyclopen-
tadiene.

The term “LPG” as used herein refers to the well-
established acronym for the term “liquefied petroleum gas”.
LPG generally consists of a blend of C2-C4 hydrocarbons
1.¢. a mixture of ethane, propane and butanes and, depending
on the source, also ethylene, propylene and butylenes.

As used herein, the term “C# hydrocarbons™, wherein “#”
1s a positive iteger, 1s meant to describe all hydrocarbons
having # carbon atoms. Moreover, the term “C#+ hydrocar-
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4

bons™ 1s meant to describe all hydrocarbon molecules having
# or more carbon atoms. Accordingly, the term “9+ hydro-
carbons” 1s meant to describe a mixture of hydrocarbons
having 9 or more carbon atoms. The term “C9+ alkanes™
accordingly relates to alkanes having 9 or more carbon
atoms.

The terms light-distillate, middle-distillate and heavy-
distillate are used herein having their generally accepted
meaning 1n the field of petrochemical processes; see
Speight, J. G. (20035) loc.cit. In this respect, 1t 1s to be noted
that there may be overlap between different distillation
fractions due to the complex mixture of the hydrocarbon
compounds comprised in the product stream produced by
refinery or petrochemical unit operations and the technical
limats to the distillation process used to separate the difierent
fractions. Preferably, a “light-distillate” 1s a hydrocarbon
distillate obtaimned 1n a refinery or petrochemical process
having a boiling point range of about 20-200° C., more
preferably of about 30-190° C. The “light-distillate™ 1s often
relatively rich in aromatic hydrocarbons having one aro-
matic ring. Preferably, a “middle-distillate” 1s a hydrocarbon
distillate obtaimned 1n a refinery or petrochemical process
having a boiling point range of about 180-360° C., more
preferably of about 190-350° C. The “middle-distillate™ 1s
relatively rich in aromatic hydrocarbons having two aro-
matic rings. Preferably, a “heavy-distillate” 1s a hydrocarbon
distillate obtained 1n a refinery or petrochemical process
having a boiling point of more than about 340° C., more
preferably of more than about 350° C. The “heavy-distillate”™
1s relatively rich in hydrocarbons having more than 2
aromatic rings. Accordingly, a refinery or petrochemical
process-derived distillate 1s obtained as the result of a
chemical conversion followed by a fractionation, e.g. by
distillation or by extraction, which 1s 1n contrast to a crude
o1l fraction. Accordingly, a refinery or petrochemical pro-
cess-derived distillate 1s obtained as the result of a chemical
conversion followed by a fractionation, e.g. by distillation or
by extraction, which 1s 1n contrast to a crude o1l fraction.

The process of the present invention involves aromatic
ring opening, which comprises contacting the C9+ hydro-
carbons 1n the presence of hydrogen with an aromatic ring
opening catalyst under aromatic ring opening conditions.
The process conditions usetul in aromatic ring opening, also
described herein as “aromatic ring opening conditions™, can
be easily determined by the person skilled 1n the art; see e.g.
U.S. Pat. Nos. 3,256,176, 4,789,457 and 7,513,988.

The term “‘aromatic ring opening”’ 1s used herein 1n 1ts
generally accepted sense and thus may be defined as a
process to convert a hydrocarbon feed that is relatively rich
in hydrocarbons having condensed aromatic rings, such as
C9+ hydrocarbons, to produce a product stream comprising
a light-distillate that 1s relatively rich in BTX (ARO-derived
gasoline) and preferably LPG. Such an aromatic ring open-
ing process (ARO process) 1s for instance described 1in U.S.
Pat. Nos. 3,256,176 and 4,789,457. Such processes may
comprise of either a single fixed bed catalytic reactor or two
such reactors in series together with one or more fraction-
ation units to separate desired products from unconverted
material and may also incorporate the ability to recycle
unconverted material to one or both of the reactors. Reactors
may be operated at a temperature of 200-600° C., preferably
300-400° C., a pressure of 3-35 MPa, preferably 5 to 20 MPa
together with 5-20 wt-% of hydrogen (in relation to the
hydrocarbon feedstock), wherein said hydrogen may flow
co-current with the hydrocarbon feedstock or counter cur-
rent to the direction of flow of the hydrocarbon feedstock, in
the presence of a dual functional catalyst active for both
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hydrogenation-dehydrogenation and ring cleavage, wherein
said aromatic ring saturation and ring cleavage may be
performed. Catalysts used in such processes comprise one or
more elements selected from the group consisting of Pd, Rh,
Ru, Ir, Os, Cu, Co, N1, Pt, Fe, Zn, Ga, Ir, Mo, W and V 1n
metallic or metal sulphide form supported on an acidic solid
such as alumina, silica, alumina-silica and zeolites. In this
respect, 1t 1s to be noted that the term “supported on™ as used
herein includes any conventional way to provide a catalyst
which combines one or more elements with a catalytic
support. By adapting either single or in combination the
catalyst composition, operating temperature, operating
space velocity and/or hydrogen partial pressure, the process
can be steered towards full saturation and subsequent cleav-
age ol all nngs or towards keeping one aromatic ring
unsaturated and subsequent cleavage of all but one ring. In
the latter case, the ARO process produces a light-distillate
(“ARO-gasoline”) which 1s relatively rich 1n hydrocarbon
compounds having one aromatic and or naphthenic ring. In
the context of the present invention, it 1s preferred to use an
aromatic ring opening process that 1s optimized to keep one
aromatic or naphthenic ring intact and thus to produce a
light-distillate which 1s relatively rich 1 hydrocarbon com-
pounds having one aromatic or naphthenic ring.

A further aromatic ring opening process (ARO process) 1s
described 1n U.S. Pat. No. 7,513,988. Accordingly, the ARO
process may comprise aromatic ring saturation at a tempera-
ture of 100-3500° C., preferably 200-500° C., more prefer-
ably 300-500° C., a pressure of 2-10 MPa together with 1-30
wt-%, preferably 5-30 wt-% of hydrogen (in relation to the
hydrocarbon feedstock) in the presence of an aromatic
hydrogenation catalyst and ring cleavage at a temperature of
200-600° C., preterably 300-400° C., a pressure of 1-12
MPa together with 1-20 wt-% of hydrogen (in relation to the
hydrocarbon feedstock) in the presence of a rning cleavage
catalyst, wherein said aromatic ring saturation and ring
cleavage may be performed 1n one reactor or 1n two con-
secutive reactors. The aromatic hydrogenation catalyst may
be a conventional hydrogenation/hydrotreating catalyst such
as a catalyst comprising a mixture of N1, W and Mo on a
refractory support, typically alumina. The ring cleavage
catalyst comprises a transition metal or metal sulphide
component and a support. Preferably the catalyst comprises
one or more elements selected from the group consisting of
Pd, Rh, Ru, Ir, Os, Cu, Co, N1, Pt, Fe, Zn, Ga, In, Mo, W and
V 1n metallic or metal sulphide form supported on an acidic
solid such as alumina, silica, alumina-silica and zeolites. In
this respect, 1t 1s to be noted that the term “supported on” as
used herein includes any conventional way of to provide a
catalyst which combines one or more eclements with a
catalyst support. By adapting either single or in combination
the catalyst composition, operating temperature, operating,
space velocity and/or hydrogen partial pressure, the process
can be steered towards full saturation and subsequent cleav-
age of all nngs or towards keeping one aromatic ring
unsaturated and subsequent cleavage of all but one ring. In
the latter case, the ARO process produces a light-distillate
(“ARO-gasoline”) which 1s relatively rich 1in hydrocarbon
compounds having one aromatic ring. In the context of the
present invention, 1t 1s preferred to use an aromatic ring
opening process that 1s optimized to keep one aromatic ring
intact and thus to produce a light-distillate which 1s rela-
tively rich 1n hydrocarbon compounds having one aromatic
ring.

Preferably, the aromatic ring opening comprises contact-
ing the C9+ hydrocarbons in the presence of hydrogen with
an aromatic ring opening catalyst under aromatic ring open-
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ing conditions, wherein the aromatic ring opening catalyst
comprises a transition metal or metal sulphide component
and a support, preferably comprising one or more elements
selected from the group consisting of Pd, Rh, Ru, Ir, Os, Cu,
Co, N1, Pt, Fe, Zn, Ga, In, Mo, W and V 1n metallic or metal
sulphide form supported on an acidic solid, preferably
selected from the group consisting of alumina, silica, alu-
mina-silica and zeolites and wherein the aromatic ring
opening conditions comprise a temperature of 100-600° C.,
a pressure of 1-12 MPa. Preferably, the aromatic ring
opening conditions further comprise the presence and the
presence of 5-30 wt-% of hydrogen (in relation to the
hydrocarbon feedstock).

Preferably, the aromatic ring opening catalyst comprises
an aromatic hydrogenation catalyst comprising one or more
clements selected from the group consisting of N1, W and
Mo on a refractory support, preferably alumina; and a ring
cleavage catalyst comprising a transition metal or metal
sulphide component and a support, preferably comprising
one or more elements selected from the group consisting of
Pd, Rh, Ru, Ir, Os, Cu, Co, N1, Pt, Fe, Zn, Ga, In, Mo, W and
V 1n metallic or metal sulphide form supported on an acidic
solid, preferably selected from the group consisting of
alumina, silica, alumina-silica and zeolites, and wherein the

conditions for aromatic hydrogenation comprise a tempera-
ture of 100-500° C., preferably 200-500° C., more prefer-

ably 300-500° C., a pressure of 2-10 MPa and the presence
of 1-30 wt-%, preferably 5-30 wt-%, of hydrogen (in rela-
tion to the hydrocarbon feedstock) and wherein the ring
cleavage comprises a temperature of 200-600° C., prefer-
ably 300-400° C., a pressure of 1-12 MPa and the presence
of 1-20 wt-% of hydrogen (in relation to the hydrocarbon
teedstock).

The process of the present invention involves recovery of
BTX from a mixed hydrocarbon stream comprising aromatic
hydrocarbons, such as pyrolysis gasoline. Any conventional
means for separating BTX from a mixed hydrocarbons
stream may be used to recover the BTX. One such suitable
means for BTX recovery involves conventional solvent
extraction. The pyrolysis gasoline and light-distillate may be
subjected to “gasoline treatment”™ prior to solvent extraction.
As used herein, the term “gasoline treatment” or “gasoline
hydrotreatment™ relates to a process wherein an unsaturated
and aromatics-rich hydrocarbon feedstream, such as pyroly-
s1s gasoline, 1s selectively hydrotreated so that the carbon-
carbon double bonds of the olefins and di-olefins comprised
in said feedstream are hydrogenated; see also U.S. Pat. No.
3,556,983, Conventionally, a gasoline treatment unit may
include a first-stage process to improve the stability of the
aromatics-rich hydrocarbon stream by selectively hydroge-
nating diolefins and alkenyl compounds thus making 1t
suitable for further processing 1 a second stage. The first
stage hydrogenation reaction 1s carried out using a hydro-
genation catalyst commonly comprising N1 and/or Pd, with
or without promoters, supported on alumina 1n a fixed-bed
reactor. The first stage hydrogenation 1s commonly per-
formed 1n the liquid phase comprising a process inlet
temperature of 200° C. or less, preferably of 30-100° C. In
a second stage, the first-stage hydrotreated aromatics-rich
hydrocarbon stream may be further processed to prepare a
feedstock suitable for aromatics recovery by selectively
hydrogenating the olefins and removing sulfur via hydrodes-
ulturization. In the second stage hydrogenation a hydroge-
nation catalyst 1s commonly used comprising elements
selected from the group consisting of N1, Mo, Co, W and Pt,
with or without promoters, supported on alumina, 1 a
fixed-bed reactor, wherein the catalyst 1s 1n a sulfide form.
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The process conditions generally comprise a process tem-
perature of 200-400° C., preferably of 250-350° C. and a

pressure of 1-3.5 MPa, preferably 2-3.5 MPa gauge. The
aromatics-rich product produced by the GTU 1s then further
subject to BTX recovery using conventional solvent extrac-
tion. In case the aromatics-rich hydrocarbon mixture that 1s
to be subjected to the gasoline treatment 1s low 1n diolefins
and alkenyl compounds, the aromatics-rich hydrocarbon
stream can be directly subjected to the second stage hydro-
genation or even directly subjected to aromatics extraction.
Preferably, the gasoline treatment unit 1s a hydrocracking
unit as described herein below that 1s suitable for converting,
a feedstream that 1s rich 1n aromatic hydrocarbons having
one aromatic ring mto purified BTX.

The product produced in the process of the present
invention 1s BTX. The term “BTX” as used herein relates to
a mixture of benzene, toluene and xylenes. Preferably, the
product produced in the process of the present mvention
comprises lurther useful aromatic hydrocarbons such as
cthylbenzene. Accordingly, the present invention preferably
provides a process for producing a mixture of benzene,
toluene xylenes and ethylbenzene (“BTXE”). The product as
produced may be a physical mixture of the different aromatic
hydrocarbons or may be directly subjected to further sepa-
ration, e.g. by distillation, to provide different purified
product streams. Such purified product stream may include
a benzene product stream, a toluene product stream, a xylene
product stream and/or an ethylbenzene product stream. A
turther petrochemical product that 1s preferably produced by
the process of the present invention includes olefins, pret-
erably C2-C4 olefins.

Preferably, the aromatic ring opening further produces
light-distillate and wherein the BTX 1s recovered from said
light-distillate. Preferably, the BTX produced by aromatic
ring opening 1s comprised in the light-distillate. In this
embodiment, the BTX comprised 1n the light-distillate 1s
separated from the other hydrocarbons comprised in said
light-distillate by the BTX recovery.

Preferably, the BTX 1s recovered from the pyrolysis
gasoline and/or from the light-distillate by subjecting said
pyrolysis gasoline and/or light-distillate to hydrocracking.
By selecting hydrocracking for the BTX recovery, the BTX
yield of the process of the present invention can be improved
since mono-aromatic hydrocarbons other than BTX can be
converted mto BTX by hydrocracking.

Preferably, pyrolysis gasoline 1s hydrotreated before sub-
jecting to hydrocracking to saturate all olefins and diolefins.
By removing the olefins and diolefins 1n the pyrolysis
gasoline, the exotherm during hydrocracking can be better
controlled, thus improving operability. More preferably, the
olefins and diolefins are separated from the pyrolysis gaso-
line using conventional methods such as described in U.S.
Pat. No. 7,019,188 and WO 01/59033 Al. Preferably, the
olefins and diolefins, which were separated from the pyroly-
s1s gasoline, are subjected to aromatization, thereby improv-
ing the BTX vyield of the process of the present invention.

The process of the present invention may involve hydro-
cracking, which comprises contacting the pyrolysis gasoline
and preferably the light-distillate in the presence of hydro-
gen with a hydrocracking catalyst under hydrocracking
conditions. The process conditions useful hydrocracking,
also described herein as “hydrocracking conditions™, can be
casily determined by the person skilled 1n the art; see Alike
et al. (2007) loc.cit. Preferably, the pyrolysis gasoline is
subjected to gasoline hydrotreatment as described herein
above before subjecting to hydrocracking. Preferably, the
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C9+ hydrocarbons comprised in the hydrocracked product
stream are recycled to aromatic ring opening.

The term “hydrocracking” 1s used herein 1n its generally
accepted sense and thus may be defined as a catalytic
cracking process assisted by the presence of an elevated
partial pressure of hydrogen; see e.g. Aitke et al. (2007)
loc.cit. The products of this process are saturated hydrocar-
bons and, depending on the reaction conditions such as
temperature, pressure and space velocity and catalyst activ-
ity, aromatic hydrocarbons including BTX. The process
conditions used for hydrocracking generally includes a
process temperature of 200-600° C., elevated pressures of
0.2-20 MPa, space velocities between 0.1-20 h™". Hydroc-
racking reactions proceed through a bifunctional mechanism
which requires an acid function, which provides for the
cracking and i1somerization and which provides breaking
and/or rearrangement of the carbon-carbon bonds comprised
in the hydrocarbon compounds comprised in the feed, and a
hydrogenation function. Many catalysts used for the hydro-
cracking process are formed by combining various transition
metals, or metal sulfides with the solid support such as
alumina, silica, alumina-silica, magnesia and zeolites.

Preferably the BTX 1s recovered from the pyrolysis
gasoline and/or from the light-distillate by subjecting said
pyrolysis gasoline and/or light-distillate to gasoline hydro-
cracking. As used herein, the term “gasoline hydrocracking”™
or “GHC” refers to a hydrocracking process that 1s particu-
larly suitable for converting a complex hydrocarbon feed
that 1s relatively rich 1n aromatic hydrocarbon compounds—
such as pyrolysis gasoline—to LPG and BTX, wherein said
process 1s optimized to keep one aromatic ring intact of the
aromatics comprised in the GHC feedstream, but to remove
most of the side-chairs from said aromatic ring. Accordingly,
the main product produced by gasoline hydrocracking i1s
B'TX and the process can be optimized to provide chemicals-
grade BTX. Preferably, the hydrocarbon feed that 1s subject
to gasoline hydrocracking further comprises light-distillate.
More preferably, the hydrocarbon feed that 1s subjected to
gasoline hydrocracking preferably does not comprise more
than 1 wt-% of hydrocarbons having more than one aromatic
ring. Preferably, the gasoline hydrocracking conditions
include a temperature of 300-580° C., more preferably of
400-500° C. and even more preferably of 430-530° C.
Lower temperatures must be avoided since hydrogenation of
the aromatic ring becomes favourable, unless a specifically
adapted hydrocracking catalyst 1s employed. For instance, 1n
case the catalyst comprises a further element that reduces the
hydrogenation activity of the catalyst, such as tin, lead or
bismuth, lower temperatures may be selected for gasoline
hydrocracking; see e.g. WO 02/44306 Al and WO 2007/
055488. In case the reaction temperature i1s too high, the
yield of LPG’s (especially propane and butanes) declines
and the yield of methane rises. As the catalyst activity may
decline over the lifetime of the catalyst, 1t 1s advantageous
to 1ncrease the reactor temperature gradually over the life
time of the catalyst to maintain the hydrocracking conver-
sion rate. This means that the optimum temperature at the
start of an operating cycle preferably 1s at the lower end of
the hydrocracking temperature range. The optimum reactor
temperature will rise as the catalyst deactivates so that at the
end of a cycle (shortly before the catalyst 1s replaced or
regenerated) the temperature preferably 1s selected at the
higher end of the hydrocracking temperature range.

Preferably, the gasoline hydrocracking of a hydrocarbon
feedstream 1s performed at a pressure of 0.3-5 MPa gauge,
more preferably at a pressure of 0.6-3 MPa gauge, particu-
larly preferably at a pressure of 1-2 MPa gauge and most
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preferably at a pressure of 1.2-1.6 MPa gauge. By increasing,
reactor pressure, conversion of C5+ non-aromatics can be
increased, but this also increases the yield of methane and
the hydrogenation of aromatic rings to cyclohexane species
which can be cracked to LPG species. This results 1n a
reduction in aromatic yield as the pressure 1s imncreased and,
as some cyclohexane and 1ts 1somer methylcyclopentane, are
not fully hydrocracked, there 1s an optimum 1n the purity of
the resultant benzene at a pressure of 1.2-1.6 MPa.

Preferably, gasoline hydrocracking of a hydrocarbon
feedstream 1s performed at a Weight Hourly Space Velocity
(WHSV) 0f 0.1-20 h™', more preferably at a Weight Hourly
Space Velocity of 0.2-15 h™" and most preferably at a Weight
Hourly Space Velocity of 0.4-10 h™'. When the space
velocity 1s too high, not all BTX co-boiling parailin com-
ponents are hydrocracked, so 1t will not be possible to
achieve BTX specification by simple distillation of the
reactor product. At too low space velocity the vield of
methane rises at the expense of propane and butane. By
selecting the optimal Weight Hourly Space Velocity, it was
surprisingly found that sutliciently complete reaction of the
benzene co-boilers 1s achieved to produce on spec BTX
without the need for a liquid recycle.

Preferably, the hydrocracking comprises contacting the
pyrolysis gasoline and preferably the light-distillate 1n the
presence of hydrogen with a hydrocracking catalyst under
hydrocracking conditions, wherein the hydrocracking cata-
lyst comprises 0.1-1 wt-% hydrogenation metal 1n relation to
the total catalyst weight and a zeolite having a pore size of
5-8 A and a silica (Si0,) to alumina (Al,Q,) molar ratio of
5-200 and wherein the hydrocracking conditions comprise a
temperature ol 400-580° C., a pressure of 300-35000 kPa
gauge and a Weight Hourly Space Velocity (WHSV) of
0.1-20 h™". The hydrogenation metal preferably is at least
one element selected from Group 10 of the periodic table of
Elements, most preferably Pt. The zeolite preferably 1s MFI.
Preferably a temperature of 420-550° C., a pressure of
600-3000 kPa gauge and a Weight Hourly Space Velocity of
0.2-15 h™' and more preferably a temperature of 430-530°
C., a pressure of 1000-2000 kPa gauge and a Weight Hourly
Space Velocity of 0.4-10 h™" is used.

One advantage of selecting this specific hydrocracking
catalyst as described herein above 1s that no desulphuriza-
tion of the feed to the hydrocracking 1s required.

Accordingly, preferred gasoline hydrocracking conditions
thus include a temperature of 400-380° C., a pressure of
0.3-5 MPa gauge and a Weight Hourly Space Velocity of
0.1-20 h™". More preferred gasoline hydrocracking condi-
tions include a temperature of 420-550° C., a pressure of
0.6-3 MPa gauge and a Weight Hourly Space Velocity of
0.2-15 h™'. Particularly preferred gasoline hydrocracking
conditions include a temperature of 430-530° C., a pressure
of 1-2 MPa gauge and a Weight Hourly Space Velocity of
0.4-10 h™'.

Preferably, the aromatic ring opening and preferably the
hydrocracking turther produce LPG and wherein said LPG
1s subjected to aromatization to produce BTX.

The process of the present mnvention may involve aroma-
tization, which comprises contacting the LPG with an aro-
matization catalyst under aromatization conditions. The pro-
cess conditions useful for aromatization, also described
herein as “aromatization conditions”, can be easily deter-
mined by the person skilled in the art; see Encyclopaedia of
Hydrocarbons (2006) Vol 11, Chapter 10.6, p. 591-614.

By subjecting some or all of the LPG produced by
hydrocracking to aromatization, the aromatics yield of the
integrated process can be improved. In addition thereto,
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hydrogen 1s produced by said aromatization, which can be
used as a feed for the hydrogen consuming processes such
as the aromatic ring opeming and/or the aromatics recovery.

The term “aromatization”™ 1s used herein 1n i1ts generally
accepted sense and thus may be defined as a process to
convert aliphatic hydrocarbons to aromatic hydrocarbons.
There are many aromatization technologies described in the

prior art using C3-C8 aliphatic hydrocarbons as raw mate-
rial; see e.g. U.S. Pat. Nos. 4,056,575, 4,157,356, 4,180,689;

Micropor. Mesopor. Mater 21, 439; WO 2004/013095 A2
and WO 2005/08515 Al. Accordingly, the aromatization
catalyst may comprise a zeolite, preterably selected from the
group consisting of ZSM-5 and zeolite L and may further
comprising one or more elements selected from the group
consisting of Ga, Zn, Ge and Pt. In case the feed mainly
comprises C3-C5 aliphatic hydrocarbons, an acidic zeolite 1s
preferred. As used herein, the term “acidic zeolite” relates to
a zeolite 1n 1ts default, protonic form, in case the feed mainly
comprises C6-C8 hydrocarbons a non-acidic zeolite pre-
ferred. As used herein, the term “non-acidic zeolite” relates
to a zeolite that 1s base-exchanged, preferably with an alkali
metal or alkaline earth metals such as cesium, potassium,
sodium, rubidium, barium, calctum, magnesium and mix-
tures thereof, to reduce acidity. Base-exchange may take
place during synthesis of the zeolite with an alkali metal or
alkaline earth metal being added as a component of the
reaction mixture or may take place with a crystalline zeolite
before or after deposition of a noble metal. The zeolite 1s
base-exchanged to the extent that most or all of the cations
associated with aluminum are alkali metal or alkaline earth
metal. An example of a monovalent base:aluminum molar
ratio 1n the zeolite after base exchange 1s at least about 0.9.
Preferably, the catalyst 1s selected from the group consisting
of HZSM-5 (wherein HZSM-5 describes ZSM-5 1n 1ts
protonic form), Ga/HZSM-5, Zn/HZSM-5 and Pt/GeHZSM -
5. The aromatization conditions may comprise a temperature
of 400-600° C., preferably 450-550° C., more preferably
480-520° C. a pressure of 100-1000 kPa gauge, preferably
200-500 kPa gauge, and a Weight Hourly Space Velocity
(WHSV) of 0.1-20 h™', preferably of 0.4-4 h™".

Preferably, the aromatization comprises contacting the
LPG with an aromatization catalyst under aromatization
conditions, wherein the aromatization catalyst comprises a
zeolite selected from the group consisting of ZSM-5 and
zeolite L, optionally further comprising one or more ele-
ments selected from the group consisting of Ga, Zn, Ge and
Pt and wherein the aromatization conditions comprise a
temperature of 400-600° C. preferably 430-530° C., more
preferably 480-520° C. a pressure of 100-1000 kPa gauge,
preferably 200-500 kPa gauge, and a Weight Hourly Space
Velocity (WHSV) of 0.1-20 h™', preferably of 0.4-4 h™".

Preferably, the pyrolysis further produces LPG and
wherein said LPG produced by pyrolysis 1s subjected to
aromatization to produce BTX.

Preferably, only part of the LPG produced in the process
of the present invention (e.g. produced by one or more
selected from the group consisting of aromatic ring opening,
hydrocracking and pyrolysis) 1s subjected to aromatization
to produce BTX. The part of the LPG that 1s not subjected
to aromatization may be subjected to olefins synthesis, e€.g.
by subjecting to pyrolysis or, preferably, to dehydrogena-
tion.

Preferably, propylene and/or butylenes are separated from
the LPG produced by pyrolysis before subjecting to aroma-
tization.

Means and methods for separating propylene and/or buty-
lenes from mixed C2-C4 hydrocarbon streams are well
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known 1n the art and may mvolve distillation and/or extrac-
tion; see Ullmann’s Encyclopedia of Industrial Chemuistry,

Vol. 6, Chapter “Butadiene”, 388-390 and Vol. 13, Chapter
“Ethylene”, p. 512.

Preferably, some or all of the C2 hydrocarbons are sepa-
rated from LPG produced in the process of the present
invention before subjecting said LPG to aromatization.

Some or all of the C2-C4 paraflins may be recycled to the
pyrolysis or to the aromatization. By changing the propor-
tion of the C2-C4 parathins may be recycled to the pyrolysis
or to the aromatization the aromatics yield and the olefins
yield of the process of the present invention can be adapted,
which improves the overall hydrogen balance of the overall
process.

Preferably, the LPG produced by hydrocracking and aro-
matic ring opening 1s subjected to a first aromatization that
1s optimized towards aromatization of parathnic hydrocar-
bons. Preferably, said first aromatization preferably com-
prises the aromatization conditions comprising a tempera-
ture of 450-550° C., preferably 480-520° C., a pressure of
100-1000 kPa gauge, preferably 200-3500 kPa gauge, and a
Weight Hourly Space Velocity (WHSV) of 0.1-7 h™", pref-
erably of 0.4-2 h™'. Preferably, the LPG produced by pyroly-

s1s 1s subjected to a second aromatization that 1s optimized
towards aromatization of olefinic hydrocarbons. Preferably,
said second aromatization preferably comprises the aroma-

tization conditions comprising a temperature of 400-600°
C., prefterably 450-550° C., more preferably 480-520° C.,

pressure of 100-1000 kPa gauge, preferably 200-700 kPa
gauge, and a Weight Hourly Space Velocity (WHSV) o1 1-20
h™!, preferably of 2-4 h™'.

It was found that the aromatic hydrocarbon product made
from olefimic feeds may comprise less benzene and more
xylenes and C9+ aromatics than the liquid product resulting
from parathinic feeds. A similar eflect may be observed when
the process pressure 1s mcreased. It was found that olefinic
aromatization feeds are suitable for higher pressure opera-
tion when compared to an aromatization process using
parailinic hydrocarbon feeds, which results 1n a higher
conversion. With respect to paratlinic feed and low pressure

process, the detrimental eflect of pressure on aromatics
selectivity may be offset by the improved aromatic selec-
tivities for olefinic aromatization feeds.

Preferably, one or more of the group consisting of pyroly-
s1s, hydrocracking and aromatic ring opening, and optionally
aromatization further produce methane and wherein said
methane 1s used as fuel gas to provide process heat. Pref-
erably, said fuel gas may be used to provide process heat to
the pyrolysis, hydrocracking, aromatic ring opening and/or
aromatization.

Preferably, the pyrolysis and/or the aromatization further
produce hydrogen and wherein said hydrogen 1s used in the
hydrocracking and/or aromatic ring opening.

A representative process tlow scheme 1llustrating particu-
lar embodiments for carrying out the process of the present
invention 1s described i FIGS. 1-3. FIG. 1-3 are to be
understood to present an illustration of the mnvention and/or
the principles involved.

In a further aspect, the present mnvention also relates to a
process 1nstallation suitable for performing the process of
the mvention. This process installation and the process as
performed 1n said process installation 1s particularly pre-
sented 1 FIGS. 1-3 (FIG. 1-3).

Accordingly, the present invention provides a process
installation for producing BTX comprising a pyrolysis unit
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(2) comprising an 1nlet for a pyrolysis feedstream (1) and an
outlet for pyrolysis gasoline (3) and an outlet for C9+
hydrocarbons (6);

an aromatic ring opening unit (8) comprising an inlet for
C9+ hydrocarbons (6) and an outlet for BTX (12); and

a BTX recovery unit (7) comprising an inlet for pyrolysis

gasoline (5) and an outlet for BTX (12).
This aspect of the present invention 1s presented 1n FIG.
1 (FIG. 1).

As used herein, the term ““an 1nlet for X or “an outlet of
X, wherein “X” 1s a given hydrocarbon fraction or the like
relates to an inlet or outlet for a stream comprising said
hydrocarbon fraction or the like. In case of an outlet for X
1s directly connected to a downstream refinery unit com-
prising an inlet for X, said direct connection may comprise
further umits such as heat exchangers, separation and/or
purification umits to remove undesired compounds com-
prised 1n said stream and the like.

I1, 1n the context of the present invention, a unit 1s fed with
more than one feed stream, said feedstreams may be com-
bined to form one single inlet into the unit or may form
separate inlets to the unait.

The aromatic ring opening unit (8) preferably further has
an outlet for light-distillate (9) which 1s fed to the BTX
recovery unit (7). The BTX produced 1n the aromatic ring
opening unit (8) may be separated from the light-distillate to
form an outlet for BTX (12). Preferably, the BTX produced
in the aromatic ring opening unit (8) 1s comprised in the
light-distillate (9) and 1s separated from said light-distillate
in the BTX recovery unit (7).

The pyrolysis unit (2) preferably further has an outlet for
tuel gas (3) and/or an outlet for LPG (4). Preferably, the
pyrolysis unit (2) further has an outlet for ethylene (14)
and/or an outlet for butadiene (13). Preferably, the pyrolysis
umt (2) further has an outlet for hydrogen that 1s fed to
aromatic: ring opemng (29) and/or an outlet for hydrogen
that 1s fed to BTX recovery (18). The aromatic ring opening
unit (8) preferably further has an outlet for fuel gas (27)
and/or an outlet for LPG (13). The BTX recovery unit (7)
preferably further comprises an outlet for fuel gas (25)
and/or an outlet for LPG (10).

Preferably, the process installation of the present imnven-
tion further comprises an aromatization unit (17) comprising
an inlet for LPG (4) and an outlet for BTX produced by
aromatization (21).

This aspect of the present invention 1s presented in FIG.
2 (FIG. 2).

The LPG fed to the aromatization unit (17) 1s preferably
produced by the pyrolysis unit (2), but may also be produced
by other units such as the aromatic ring opening unit (8)
and/or the BTX recovery unit (7). The aromatization unit
(17) preterably further comprises an outlet for fuel gas (16)
and/or an outlet for LPG (22).

Preferably, the aromatization umt (17) further comprises
an outlet for hydrogen that 1s fed to the aromatic ring
opening unit (20) and/or an outlet for hydrogen that 1s fed to
the BTX recovery unit (19).

Preferably, the process installation of the present mmven-
tion further comprises a second aromatization unit (23) in
addition to the first aromatization unit (17), wheremn said
second aromatization unit (23) comprises an inlet for LPG
produced by aromatic ring opening unit (13) and/or for LPG
produced by the BTX recovery unit (10) and an outlet: for
BTX produced by the second aromatization unit (26). This

aspect of the present invention 1s presented 1 FIG. 3 (FIG.
3).
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The second aromatization unit (23) preferably furl her
comprises an inlet for LPG produced by the first aromati-
zation unit (22). The second aromatization unit (23) prefer-
ably further comprises an outlet for tuel gas (24) and/or an
outlet for LPG (33) that 1s preferably recycled to said second
aromatization unit (23). Furthermore, the second aromati-
zation umt (23) preferably further comprises an outlet for
hydrogen (28). This hydrogen produced by the second
aromatization unit (23) 1s preferably led to aromatic ring
opening unit (8) via line (31) and/or the BTX recovery unit
(7) via line (32). The first aromatization unit (17) and/or the
second aromatization unit (23) may further produce C9+
hydrocarbons, as 1llustrated by outlet (30). Such C9+ hydro-
carbons are preferably fed to the aromatic ring opening (8).
The following numeral references are used in FIGS. 1-3:
1 pyrolysis feedstream
2 pyrolysis unit
3 fuel gas produced by pyrolysis
4 LPG produced by pyrolysis
5 pyrolysis gasoline
6 C9+ hydrocarbons produced by pyrolysis
7 BTX recovery umt
8 aromatic ring opening unit
9 light-distillate produced by aromatic ring opening
10 LPG produced by BTX recovery
11 BTX produced by BTX recovery
12 BTX produced by aromatic ring opening
13 LPG produced by aromatic ring opening
14 ethylene produced by pyrolysis
15 butadiene
16 fuel gas produced by (first) aromatization
17 (first) aromatization unit
18 hydrogen produced by pyrolysis that 1s fed to BTX
recovery
19 hydrogen produced by (first) aromatization that 1s fed to
B1X recovery
20 hydrogen produced by (first) aromatization that 1s fed to
aromatic ring opening
21 BTX produced by (first) aromatization
22 LPG produced by first aromatization
23 second aromatization unit
24 fuel gas produced by second aromatization
25 fuel gas produced by BTX recovery
26 BTX produced by second aromatization
277 tuel gas produced by aromatic ring opening
28 hydrogen produced by second aromatization
29 hydrogen produced by pyrolysis that i1s fed to aromatic
ring opening,

30 C9+ hydrocarbons produced by (first) aromatization

31 hydrogen produced by second aromatization that 1s fed to
aromatic ring opening,

32 hydrogen produced by second aromatization that 1s fed to

B1X recovery
33 LPG produced by second aromatization

It 1s noted that the invention relates to all possible
combinations of features described herein, particularly fea-
tures recited in the claims.

It 1s further noted that the term ‘comprising’ does not
exclude the presence of other elements. However, it 1s also
to be understood that a description on a product comprising,

certain components also discloses a product consisting of
these components. Similarly, 1t 1s also to be understood that
a description on a process comprising certain steps also
discloses a process consisting of these steps.
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The present invention will now be more fully described
by the following non-limiting Examples.

EXAMPLE 1 (COMPARATIVE)

The experimental data as provided herein were obtained
by flowsheet modelling in Aspen Plus. The steam cracking
kinetics were taken into account rigorously (software for
stecam cracker product slate calculations). The following
steam cracker furnace conditions were applied: ethane and
propane furnaces: COT (Coil Outlet temperature)=845° C.
and steam-to-oil-ratio0=0.37, C4-furnaces and liqmd {fur-
naces: Coil Outlet temperature=820° C. and Steam-to-o1l-

ratio—0.37.

For the aromatics recovery section a reaction scheme has
been used 1n which alkylbenzenes are transformed into BTX
and LPG, naphthenic species are dehydrogenated into

monoaromatics and paratlinic compounds were converted
into LPG.

In Example 1, Light Virgin naphtha 1s sent to the steam
cracker operating under the abovementioned conditions and
the pyrolysis gasoline generated by that unit 1s further
upgraded 1n the aromatics recovery section. The results are
provided 1n table 1 as provided herein below.

The products that are generated are divided into petro-
chemicals (olefins and BTXE, which 1s an acronym for
B'TX+ethylbenzene) and other products (hydrogen, methane
and heavy fractions comprising C9 and heavier aromatic
compounds). The hydrogen generated by the steam cracker
(hydrogen-producing unit) can be subsequently used 1n the
hydrogen-consuming units (pygas treatment unit)

For the Example 1 the BTXE vyield 1s 12 wt-% of the total
feed.

EXAMPLE 2

Example 2 1s 1dentical to the Example 1 except for the
following:

The C9+ fraction generated by the steam cracker 1s
subjected to aromatic ring opening that 1s operated under
process conditions to maintain 1 aromatic ring. The effluent
from the aromatic ring opening unit 1s further treated 1n a
GHC unit to yield BTX (product) and LPG (co-product).

The results are provided in table 1 as provided herein below.

For Example 2 the BTXE vield 1s 13.5 wt-% of the total
feed.

EXAMPLE 3

Example 3 1s 1dentical to the Example 2 except for the
following;:

A Middle-distillate stream originating from Arabian Light
crude o1l 1s used as feedstock to the steam cracker. The use
of a heavier and more aromatic feedstock (26% aromatics
compared to 5% found in Light Virgin naphtha) increases
the BTXE production at the expense of larger hydrogen
consumption: while in Example 2 the production and con-
sumption of hydrogen 1s 1n balance, in Example 3 there 1s a
shortage of 2.2 wt-% of total feed. The battery-limit product
yields are provided in table 1 as provided herein below.

For Example 3 the BTXE vield 1s 24.4 wt-% of the total
teed.
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EXAMPLE 4

Example 4 1s identical to the Example 2 except for the
tollowing:

An aromatization process 1s treating the C3 and C4
hydrocarbons (except butadiene) generated by the steam
cracker, the aromatics recovery unit and the aromatic ring
opening unit. Different vield patterns due to variations 1n
teedstock composition (e.g. olefinic content) were obtained
from literature and applied 1n the model to determine the
battery-limit product slate (Table 1). A remarkable increase
in BTXE yield 1s obtained with a simultaneous 1ncrease 1n
the hydrogen production. In overall terms, there 1s a surplus
of hydrogen of 1 wt-% of total feed.

For Example 4 the BTXE yield 1s 31.3 wt-% of the total
feed.

EXAMPLE 5

Example 5 1s identical to the Example 4 except for the
tollowing:

A middle-distillate stream originating from Arabian Light
crude o1l 1s used as feedstock to the steam cracker. This
teedstock 1s the same as used 1n Example 3. In overall terms,
there 1s a shortage of hydrogen of 1.4 wt-% of total feed.

For Example 5 the BTXE yield 1s 39.0 wt-% of the total
feed.
TABLE 1

Batterv-limit product slates

Exam- Exam- Exam- Exam- Exam-

ple 1 ple 2 ple 3 ple 4 ple 5

wt-% of  wt-% of wt-% of wt-% of wt-% of

PRODUCTS feed feed feed feed feed
H2* 1.1% 1.1% 0.9% 2.1% 1.8%
CH4 15.6% 15.6% 12.2% 19.4% 27.7%
Ethylene 30.3% 30.3% 27.7% 30.3% 0.0%
Ethane 3.8% 4.2% 3.9% 8.0% 7.3%
Propylene 17.9% 17.9% 13.8% 0.1% 0.1%
Propane 5.5% 6.7% 7.5% 1.6% 1.8%
1-butene 1.7% 1.7% 1.5% 0.0% 0.0%
1-butene 3.4% 3.4% 1.6% 0.0% 0.0%
butadiene 4.8% 4.8% 4.7% 4.8% 4.7%
n-butane 0.3% 0.7% 1.7% 0.0% 0.0%
1-butane 0.0% 0.0% 0.0% 0.0% 0.0%
GASES 84.5% 86.5% 75.6% 66.4% 59.1%
Benzene 8.7% 9.0% 10.7% 13.4% 14.4%
Toluene 2.8% 3.4% 7.8% 12.1% 14.9%
Xylenes 0.4% 0.9% 4.8% 3.3% 6.6%
EB 0.1% 0.2% 1.2% 2.6% 3.0%
BTXE 12.0% 13.5% 24.4% 31.3% 39.0%
C9 AROMATICS 3.5% 0.0% 0.0% 2.3% 1.9%

*Hydrogen amounts shown in Table 1 represent hydrogen produced in the system and not
battery-limit product slate. The result of the overall hydrogen balance can be found in each
example.

The 1nvention claimed 1s:

1. A method of producing BTX, the method comprising:

subjecting a pyrolysis feedstream comprising hydrocar-
bons to pyrolysis to produce pyrolysis gasoline and
C9+ hydrocarbons;

contacting the C9+ hydrocarbons with hydrogen in the
presence ol a catalyst under reaction conditions sufli-
cient to produce a light distillate comprising BTX;

subjecting the pyrolysis gasoline to hydrotreating to pro-
duce a hydrotreated pyrolysis gasoline;

separating at least some BTX from the hydrotreated
pyrolysis gasoline via extraction to recover the BTX,
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wherein the pyrolysis feedstream consists essentially of at
least one member selected from the group consisting of
naphtha, gas condensate, kerosene, a hydrowax and
crude o1l.
2. The method of claim 1, wherein the reaction conditions
at the contacting step comprises a temperature of 200-600°
C., a pressure of 3 to 35 MPa and a Weight Hourly Space
Velocity of 0.1-10 h™".
3. The method of claim 1, wherein the catalyst in the
contacting step comprises Pd, Rh, Ru, Ir, Os, Cu, Co, N1, Pt,
Fe, Zn, Ga, In, Mo, W, V, or combinations thereof in metallic
or metal sulphide form supported on an acidic solid includ-
ing alumina, silica, alumina-silica and zeolites.
4. The method of claim 1, wherein the catalyst in the
contacting step comprises Pd.
5. The method of claim 1, wherein the catalyst in the
contacting step comprises a zeolite.
6. The method of claim 1, wherein the catalyst in the
contacting step comprises Rh.
7. The method of claim 1, wherein the catalyst in the
contacting step comprises Pd, Rh, Ru, Ir, Os, Cu, Co, N1, Pt,
Fe, Zn, Ga, In, Mo, W, V, or combinations thereof in metallic
form supported on an acidic solid including alumina, silica,
alumina-silica or a zeolite.
8. The method of claim 1, wherein the catalyst in the
contacting step comprises Pd, Rh, Ru, Ir, Os, Cu, Co, N, Pt,
Fe, Zn, Ga, In, Mo, W, V, or combinations thereof in metal
sulphide form supported on an acidic solid including alu-
mina, silica, alumina-silica and zeolites.
9. The method of claim 1, wherein the catalyst in the
contacting step comprises Pd, Rh, Ru, Ir, Os, Cu, Co, N1, Pt,
Fe, Zn, Ga, In, Mo, W, V, or combinations thereof in metallic
or metal sulphide form supported on an acidic solid includ-
ing alumina.
10. The method of claim 1, wherein the catalyst in the
contacting step comprises Pd, Rh, Ru, Ir, Os, Cu, Co, N1, Pt,
Fe, Zn, Ga, In, Mo, W, V, or combinations thereof supported
on an acidic solid including alumina, silica, alumina-silica
and zeolites.
11. A method of producing BTX, the method comprising:
subjecting one member selected from the group consisting
of naphtha, gas condensate, kerosene a hydrowax and
crude o1l to pyrolysis to produce pyrolysis gasoline and
C9+ hydrocarbons;

contacting the C9+ hydrocarbons with hydrogen in the
presence ol a catalyst under reaction conditions sufli-
cient to produce a light distillate comprising BTX;

subjecting the pyrolysis gasoline to hydrotreating to pro-
duce a hydrotreated pyrolysis gasoline;

separating at least some BTX from the hydrotreated

pyrolysis gasoline via extraction to recover the BTX.

12. The method of claim 11, wherein the reaction condi-

tions at the contacting step comprises a temperature of
200-600° C., a pressure of 3 to 35 MPa and a Weight Hourly

Space Velocity of 0.1-10 h-1.

13. The method of claim 11, wherein the catalyst in the
contacting step comprises Pd, Rh, Ru, Ir, Os, Cu, Co, N, Pt,
Fe, Zn, Ga, In, Mo, W, V, or combinations thereof 1n metallic
or metal sulphide form supported on an acidic solid includ-
ing alumina, silica, alumina-silica and zeolites.

14. The method of claim 11, wherein the catalyst 1n the
contacting step comprises Pd.

15. The method of claim 11, wherein the catalyst 1n the
contacting step comprises a zeolite.

16. A process for producing xylene comprising:

subjecting a pyrolysis feedstream consisting of one or

more members selected from the group consisting of
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naphtha, gas condensate, kerosene, a hydrowax and
crude o1l to pyrolysis to produce pyrolysis gasoline and
C9+ hydrocarbons;
subjecting C9+ hydrocarbons to aromatic ring opening to
produce xylene; and 5
recovering xylene from pyrolysis gasoline,
wherein the pyrolysis further produces liquid petroleum
gas and wherein said liquid petroleum gas produced by
pyrolysis 1s subjected to aromatization to produce the
xylene. 10

17. The method of claim 16, wherein the reaction condi-
tions at the contacting step comprises a temperature of
200-600° C., a pressure of 3 to 35 MPa and a Weight Hourly
Space Velocity of 0.1-10 h-1.

18. The method of claim 16, wherein the catalyst in the 15
contacting step comprises Pd, Rh, Ru, Ir, Os, Cu, Co, N1, P,
Fe, Zn, Ga, In, Mo, W, V, or combinations thereot in metallic
or metal sulphide form supported on an acidic solid includ-
ing alumina, silica, alumina-silica and zeolites.

19. The method of claim 16, wherein the catalyst in the 20
contacting step comprises Pd.

20. The method of claim 16, wherein the catalyst 1n the
contacting step comprises a zeolite.
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